Synthetic Procedures:
Compounds 6b and 8 were made according to published methods. 1-Cyclopentyl-2-methyleneaziridine 9. A small sample was prepared as a reference for the competition experiments (vide infra). A multi-necked flask was fitted with a cold-finger condenser and a gas inlet. Iron (III) nitrate nonahydrate (0.5 mol%) was added and the system flushed with anhydrous ammonia. A dry ice/acetone mixture was added to the condenser and ammonia (25 mL) condensed into the flask. The addition of freshly cut sodium (184 mg, 8.0 mmol) initially resulted in a deep blue colouration, which over time, faded to afford a grey suspension of sodium amide. A solution of 7 (1.00 g, 4.89 mmol) in Et 2 O (1:1 w/v) was added slowly. After 3 h at -33 °C, the mixture was diluted with Et 2 O and quenched by the cautious addition of H 2 O. After the ammonia had been allowed to evaporate, the mixture was partitioned between Et 2 O (100 mL) and 10 % NaOH solution (100 mL). The phases were separated and the organic layer washed with 0.1 M acetic acid (100 mL), 10 % NaOH (100 mL) then brine (100 mL). The organic phase was dried over MgSO 4 Bromoprop-2-en-1-yl)-2,4,6-trimethylaniline 12. To a stirred suspension of K 2 CO 3 (3.6 g, 26.1 mmol) in THF (50 mL) was added 2,4,6-trimethylaniline (6.7 mL, 47.7 mmol) and 2,3-dibromopropene (80%, 2.5 mL, 25.6 mmol). The reaction mixture was stirred at reflux for 16 h, allowed to cool and then partitioned between 10 % NaOH solution (100 mL) and Et 2 O (100 mL). The organic phase was washed with H 2 O (100 mL), brine (100 mL), dried over MgSO 4 
Competition Experiments between 6a and 7:
A multi-necked flask was fitted with a cold-finger condenser and a gas inlet. Iron (III) chloride (29 mg, 0.1 mol%) was added and the system flushed with anhydrous ammonia. A dry ice/acetone mixture was added to the condenser and ammonia (12 mL) condensed into the flask. The addition of freshly cut sodium (100 mg, 4.35 mmol) initially resulted in a deep blue colouration, which over time, faded to afford a grey suspension of sodium amide. A solution of 6a (0.30 g, 1.13 mmol) and 7 (0.23 g, 1.13 mmol) in Et 2 O (1:1 w/v) was added slowly. After 10 min at -78 °C, the mixture was diluted with Et 2 O and quenched by the cautious addition of H 2 O. After the ammonia had been allowed to evaporate, the mixture was partitioned between Et 2 O (10 mL), and 10 % NaOH solution (10 mL). The phases were separated and the organic layer washed with 0.1 M acetic acid (10 mL), 10 % NaOH (10 mL) then brine (10 mL) and the organic phase was dried over MgSO 4 . The mixture was analysed by GC-MS on a Varian 4000 GC-MS spectrometer using a Factorfour Capillary Column VF-5MS 30M x 0.25mm, with helium as the delivery gas. Retention times: 9 (4.5 min), 8 (5.3 min), 7 (6.35 min) and 6a (7.55 min) were established using authentic samples. Correction factors were deduced using the authentic samples and applied as the materials produced different responces in the MS detector. Data are averages of two experiments.
For competition between iodide 6a and bromide 7:
Run 6a (%) 8 (%) 7 (%) 9 (%)
Determination of half-life for 13:
To a solution of trimethoxybenzene (75 mg, 0.45 mmol) in toluene (10 mL) at 88 °C was added aziridine 13 (240 mg, 1.39 mmol). Alloquots (0.1 mL) were removed at the various time intervals and immediately cooled to inhibit the rearrangement. Using t 1/2 = ln2 / k, a half-life of 533 s was established.
DFT calculations:
All the calculations were performed using the Gaussian 03 program. 
